Materials and Methods
All reagents were purchased commercially in analytical grade and employed without further purification. The chemical reagents for this work were all purchased from Sigma Aldrich and include:
copper(II) tetrafluoroborate hydrate, Cu(BF 4 ) 2 .xH 2 O, ammonium hexafluorostannate, (NH 4 ) 2 SnF 6 , ammonium hexafluorogermanate(IV), (NH 4 ) 2 GeF 6 , ammonium hexafluorosilicate, (NH 4 ) 2 SiF 6 , potassium hexafluorotitanate(IV), K 2 TiF 6 , potassium hexafluorozirconate, K 2 ZrF 6 , chloroform (CHCl 3 ) and methanol (CH 3 OH).
2,4,6-tris(4-pyridyl)pyridine (Tripp) was prepared by the cyclization reaction of 4-acetylpyridine and 4-pyridinecarbaldehyde according to Constable et Single Crystal X-Ray Diffraction SCXRD data were collected at 100 K on a Bruker D8 Quest difractometer equipped with Cuk microfocus X-ray generator, Photon 100 detector and Oxford Cryosystem 700 series. The data were integrated, and empirically corrected for X-ray absorption with Sadabs, 2 in the Bruker APEX II software suite. The structures were solved by direct methods and refined against F o , with the ShelX software 2 interfaced by X-Seed. 3 
Powder X-ray Diffraction
PXRD pattern were collected on a Panalytical Empyrean diffractometer at 40 kV, 40 mA for Cu α (λ = 1.5418 Å), equipped with a X'cellerator detector. The measurement where performed at room temperature with a scan speed of 0.5 s/step (6°/min) and a step size of 0.05° in 2θ. Graphics were generated in the Panalytical X'Pert Highscore Plus v 3.0 for Windows. Figure S1 : Comparison of PXRD patterns: calculated for 5 (black) and the experimental ones for 1 (red), 2 (blue), 3 (dark green), 4 (light green) and 5 (purple).
Infrared Spectroscopy
IR spectra were carried out on a PerkinElmer Spectrum 100 FT-IR Spectrometer with a Universal ATR sampling accessory. The spectra were recorded in the wave number region of 4000-650 cm -1 and with a resolution setting of 2 and 16 scans per sample. 
Electron Microscopy
Photomicrographs of the single crystals surface were obtained by scanning electron microscopy (SEM) on a Hitachi SU-70 with a thermal field emission source and operating voltage of 20 kV in samples covered with a gold layer (Sputter coater: 20 mA, Emitech K550). The chemical composition was performed using an X-ray detector (model XMax, Oxford instruments) for energy-dispersive X-ray spectroscopy (EDX). 
Brunauer-Emmett-Teller (BET) Surface area
77K N2 sorption isotherm was measured using Micromeritics Tristar II 3030 surface characterization analyzer. Before the measurement, the chloroform-exchanged sample was desolvated under high vacuum at room temperature for 16 h to remove the chloroform molecules in the pores. Additional References
